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General information
-All the reactions were conducted under air and technical grade solvents were used.
-ITent·HCl salts were prepared following the reported procedure. 1 [Au(ITent)(OH)] complexes were prepared following the reported procedure. 2 [Au(IPr)(NTf 2 )] was prepared following a literature procedure. 3 HNTf 2 was obtained from Sigma Aldrich.
-Other reagents were obtained from commercial sources and used without further purification.
-Deuterated CDCl 3 was purchased from Acros and dried over molecular sieves. After this time the mixture was filtered through Celite® and rinsed with toluene (3 × 0.5 mL). The solvent was concentrated and pentane (2.0 mL) was added, affording a white solid which was washed with further portions of pentane (3 × 1.0 mL) and dried under vacuum. Yield: 47.1 mg (68%). 
Catalytic experiments
Hydration of phenylacetylene. Under air, a vial was charged with phenylacetylene (0.5-1.0 mmol) and 1-2 mL of a 2:1 of dioxane/water solution. The corresponding amount of gold complex was added and the mixture was stirred at 80 °C for 1-3 h.
After this time, pentane was added to the mixture to extract the organic product and the organic phase was analysed by GC analysis.
Hydration of 4-methoxybenzonitrile.
Under air, a microwave vial was charged with 4-methoxybenzonitrile (66.6 mg, 0.50 mmol) and 1 mL of a 1:1 THF/water solution. The corresponding amount of gold complex was added and the mixture was stirred at 140 °C under microwave irradiation for 2 h. After this time, an aliquot of the mixture was analysed by 1 H NMR spectroscopy.
